General Considerations.
[1]I was synthesized as described in J. Am. Chem. Soc., 2008, 130, 10890 . Sodium fluoride was purchased from MCB manufacturing chemists Inc., sodium azide and sodium hydroxide from Fisher scientific company. Solvents were dried by passing through an alumina column (Hexanes, dichloromethane), refluxing under N 2 over Na/K (diethyl ether). Methanol and chloroform (ACS reagent grade) were used as provided. UV-vis and emission spectra were recorded on an Ocean Optics USB4000 spectrometer with a Ocean Optics ISS light source. pH Measurements were carried out with a Radiometer PHM290 pH meter equipped with a VWR SympHony electrode. IR spectra were obtained using a ATI Mattson Genesis Series FT infrared spectrophotometer. Elemental analyses were performed by Atlantic Microlab (Norcross, GA). NMR spectra were recorded on Varian Unity Inova 400 FT NMR (399. Crystallography. The crystallographic measurements were performed using a Bruker APEX-II CCD area detector diffractometer (Mo-K α radiation, λ= 0.71073 Å). A specimen of suitable size and quality was selected and mounted onto a nylon loop. The structures were solved by direct methods, which successfully located most of the nonhydrogen atoms. Subsequent refinement on F 2 using the SHELXTL/PC package (version 5.1) allowed location of the remaining non-hydrogen atoms.
Formation of 1-OH under biphasic conditions
This experiment was carried out by sonicating a biphasic mixture consisting of [1]I in CDCl 3 (0.0087 M, 0.6 mL) and NaOH in water (0.1 mL, 0.063 M). Conversion into 1-OH was complete after 1h 30 min as shown by the detection of a single 31 P-NMR resonance at δ 20.8 ppm.
Reversibility of the reaction of [1]I with NaOH
In order to test the stability of [1]I and the reversibility of its reaction with hydroxide ions, a solution into [1]I in H 2 O:MeOH 9/1 vol. (3 mL, 6.7 × 10 -5 M; 9 mM phosphoric acid buffer, pH 2.29) was placed in a UV cell and analyzed by UV-vis spectroscopy ( Figure S1 ). This pH of the solution was adjusted to 4.86 (with NaOH) which resulted in quenching of the broad band centered at 330 nm (due to hydroxide binding to the boron center) as well as a shift of the baseline caused by precipitation of 1-OH ( Figure  S2 ). The pH of the solution was then adjusted to 2.39 (with HCl) which resulted in revival of the band at 330 nm ( Figure S3 
Computational details:
DFT calculations (full geometry optimization) were carried out with the Gaussian 03 program using the gradient-corrected Becke exchange functional (B3LYP) and the LeeYang-Parr correlation functional. Geometry optimization of 1-N 3 was carried out with the following mixed basis set: 6-31+g(d') for the boron, nitrogen, 6-31+g(d) for the phosphorus atom, 6-31g basis set was used for all carbon and hydrogen atoms. Frequency calculations, which were carried out on the optimized structures of the compounds, confirmed the absence of any imaginary frequencies. The Natural Bond Orbital (NBO) analysis was carried out using the stand along PC version of GENNBO 5.0 program. 
